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^ (57) Abstract: An alkali-free accelerator for use with spray-applied cementitious compositions such as concrete and mortar is the 
reaction product in aqueous medium of amorphous aluminium hydroxide, aluminium sulphate, formic acid and phosphoric acid. 
^ These accelerators performs as well as known alkali-free accelerators and are exceptionally stable, even in hot conditions. 
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ACCELERATOR COMPOSITION 

This invention relates to cementitious compositions and to accelerating admixtures for use 
therein, especially as accelerators for sprayed concrete. 

Sprayed concrete or "shotcrete", which is applied to substrates such as rock faces and tunnels 
by spraying, must set very rapidly. In such a use, the traditional concrete accelerators such as 
calcium chloride are not effective, and there must be used more powerful accelerators, such as 
sodium aluminate and alkali metal hydroxides. These are highly alkaline, which gives rise 
both to handling difficulties and unpleasant conditions when spraying in confined spaces such 
as tunnels. 

As a result, a new generation of alkali-free accelerators has been developed. These are based 
on aluminium compounds, usually the hydroxide, sulphate or basic sulphate. To these 
essential components have been added other components, such as alkanolamines and 
alkanolamine sulphates. 

These aluminium-based accelerators have been very successful. However, most of them suffer 
from the major drawback of inadequate stability. Many such accelerators are aqueous 
solutions or dispersions with high solids contents (in the case of solutions, close to saturation), 
and if kept stored for a prolonged period, especially in high ambient temperatures, dissolved 
material may come out of the solution, or dispersed material may settle, or the aqueous 
accelerator may gel. All these things can reduce the effectiveness of the accelerator 
considerably or even completely. , 

One of the ways in which it has been sought to overcome this stability problem is to add a 
stabilising material. For example, in PCT published application WO 01/42 165, there is 
disclosed the use of stabilising materials selected from hydroxycarboxylic acids, phosphoric 
acids and non-alkaline salts of phosphoric acids, added at the rate of up to 0.06 mol/kg. of 
final product at the end of the manufacturing process. 

It has now been found that the reaction of aluminium compounds with a plurality of acids can 
give an accelerator of excellent performance and stability. The invention therefore provides an 
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accelerator for sprayed cementitious compositions, which is the reaction product in aqueous 
medium of amorphous aluminium hydroxide, aluminium sulphate, formic acid and 
phosphoric acid. 

5 The invention additionally provides a method of preparation of an accelerator for sprayed 
cementitious compositions by the reaction of amorphous, aluminium hydroxide, aluminium 
sulphate, formic acid and phosphoric acid in an aqueous medium. 

The aluminium sulphate used may be any such commercially-available material. Aluminium , 
1 0 sulphates differ in their purity and constitution, the most common being so-called " 17 %" 
because it contains 17% of AI2 O3. In practical terms, the weight percentage of 17 % 
aluminium sulphate, Al2(S04)3. 14.3 H2 0 that should be used in the process according to the 
invention lies in the range of from 30 % to 60 %, preferably from 40 %-48 %. 

15 The aluminium hydroxide may be any commercially-available amorphous aluminium 
hydroxide. Although all such aluminium hydroxides will give satisfactory results, it is 
generally true that the more recent the date of manufacture, the better the result. In addition, 
aluminium hydroxides which, as a result of their particular manner of manufacture, contain a 
small proportion of aluminium carbonate (up to 5 %) are easier to dissolve and are preferred 

20 materials. This behaviour is not obtained by simply adding aluminium carbonate to pure 
aluminium hydroxide. 

Formic acid and phosphoric acid (H3 PO4) are readily-available commercial materials. 

25 The proportions of the essential ingredients, as percentages by weight of the total accelerator 
(excluding water) are as follows: 



limits 



preferred 



aluminium hydroxide 
aluminium sulphate (as AI2O3) 
formic acid 
phosphoric acid • 



10-25 



16-20 



30-60 



40-50 



30 



0.5-15 



6-10 combined 



0.45-15 



acids 
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In addition to these essential ingredients, there may additionally be present a number of other 
components, whose presence improves performance and which presence is therefore 
preferred. 

5 The first of these is amine. This must be water-soluble, otherwise there is no restriction on the 
choice of amine. Preferred amines are alkanolamines, such as diglycolamine, diethanolamine 
and triethanolamine, diethanolamine being particularly preferred. Up to 5% by weight amine 
may be used, preferably from 0.5-1.5%. 

10 The second preferred additional component, defoaming agent, may be any such material 
known to the art. Most of these are proprietary commercial materials whose precise 
composition is never revealed^ but any such material known to the art is suitable. Typical 
examples include silicone types such as AGITAN (trade mark) and fatty acid polyether types 
such as LUMITEN (trade mark) EL. 

15 

The defoaming agent may be used at a rate out up to 5% (solids by yveight of the whole 
composition), preferably from 0.5%- 1%. The use of defoaming agent makes the use of less 
fresh aluminium hydroxides easier. Surprisingly, provided that the defoamer contains no 
silicone and that it is not present to the extent of more than 1%, it gives an appreciable 
20 improvement in setting time over that of an identical composition without defoaming agent or 
with silicone types: 

The invention additionally provides a method of preparing an accelerator for cementitious 
compositions, comprising the reaction in aqueous medium of amorphous aluminium 
25 hydroxide, aluminium sulphate, formic acid and phosphoric acid. 

The accelerator according to this invention may be manufactured using standard equipment 
and methods well known to those of ordinary skill in the art. 

30 There are several different possible orders of addition of the components in the manufacture 
of the accelerator of the invention. In one method, the order of addition of the components to 
water is: aluminium sulphate, formic acid, phosphoric acid, aluminium hydroxide, amine 



WO 03/029163 PCT/EP02/09528 

4 

and/or defoaming agent (if desired). An alternative is: aluminium sulphate, amine, formic 
acid, phosphoric acid, aluminium hydroxide, amine and/or defoaming agent (if desired). 

The accelerators of this invention are very stable, with shelf lives of several months at normal 
5 temperatures and of several weeks in the warm conditions sometimes encountered in storage 
areas on site. In addition, they perform as accelerators as well as, or better than commercially- 
available alkali-free accelerators. 

The invention therefore also provides a method of accelerating the set of a cementitious 
10 composition applied by spraying through a nozzle, comprising the addition at the nozzle of an 
accelerating quantity of an accelerator as hereinabove described. 

A typical dosage of accelerator added at the nozzle is from 5% - 7% by weight of the 
. accelerator by weight of cement. 
15 

The invention is further described with reference to the following non-limiting examples. 

(a) Preparation of accelerator 

The following materials are used: 

20 

aluminium sulphate (17 %) (AS) 
amorphous aluminium hydroxide (AH) 
formic acid (FA) 
phosphoric acid (PA) 
25 diethanolamine (DEA) 

The process used in this example is as follows: 

Water is heated to 45 °C and gently stirred. The aluminium sulphate is added to this water. 
30 The temperature is gradually raised to 58°C, and stirring is continued until the aluminium 
sulphate is completely dissolved. To this stirred solution, formic acid is slowly added, 
followed by phosphoric acid. The rate of stirring is then increased and aluminium hydroxide 
is gradually added. This is followed by the addition of diethanolamine, and stirring at the 
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increased rate is continued for one hour. Stirring is then stopped and the composition allowed 
to cool. 

Using this process a number of accelerators are prepared, and their details are shown in 
5 Table 1 . The figures are percentages by weight of the total accelerator (including water). 

(b) Stability testing 

The stability of the accelerators of Examples 1-9 is assessed at various temperatures - the 
higher the temperature the less likely is an accelerator to remain stable. 



The results are shown in Table 2. A blank in the table means that the particular phenomenon 
(gelling, crystallisation, etc.) did not occur. 
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3. Paste testing 

A cement paste composition is made by adding 300 grams of Portland cement (CEM 1 42.5) 
to water, to give a paste with a water/cement ratio of 0.3. There is additionally added 1 gram 
of a superplasticiser (GLENIUM® 51, a polycarboxylate superplasticiser is used). 

5 

Samples of this paste are dosed with the accelerators of Examples 4-10 at 6% by weight 
accelerator by weight of cement, and they are tested using Vicat needles for initial and final 
set. The results are as follows: 



15 



Example No. 


Initial set 


Final set 




(m.s.) 


(m.s.) 


4 


7.00 


22.00 


5 


9.00 


29.00 


6 


7.00 


23.00 


7 


8.00 


24.00 ' 


8 


7.00 


19.00 


9 


8.00 


22.00 


10 


6.50 


22.00 



20 
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Claims: 

1 . An accelerator for sprayed cementitious compositions, which is the reaction product 
in aqueous medium of amorphous aluminium hydroxide, aluminium sulphate, formic 

5 acid and phosphoric acid. 

2. An accelerator according to claim 1 , in which the amorphous aluminium hydroxide 
contains a proportion of aluminium carbonate, produced during the manufacture of 
the aluminium hydroxide. 

10 

3. An accelerator according to claim 1 or claim 2, in which the proportions of the 
components of the accelerator are present as follows: 



15 aluminium hydroxide 

aluminium sulphate (as AI2O3) 
formic acid 
phosphoric acid 

20 4. An accelerator according to any one of claims 1 -3, in which the accelerator 
additionally contains at least one of an amine and a defoamer. 

5. An accelerator according to claim 4, in which the amine is an alkanolamine, 
preferably diethanolamine. 

25 

6. A method of preparing an accelerator for cementitious compositions, comprising the 
reaction in aqueous medium of amorphous aluminium hydroxide, aluminium 
sulphate, formic acid and phosphoric acid. 

30 7. A method according to claim 6; in which the reaction is carried out by adding to water 
the components in an order selected from one of the following: 



limits preferred 
10-25 16-20 
30-60 40-50 



0.5-15 
0.45-15 




combined 
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(i) aluminium sulphate, formic acid, phosphoric acid, aluminium hydroxide, amine 
and/or defoaming agent (if desired); and 

(ii) aluminium sulphate, amine, formic acid, phosphoric acid, aluminium hydroxide, 
amine and/or defoaming agent (if desired). 

8. A method of accelerating the set of a cementitious composition applied by spraying 
through a nozzle, comprising the addition at the nozzle of an accelerating quantity of 
an accelerator that is the reaction product in aqueous medium of amorphous 
aluminium hydroxide, aluminium sulphate, formic acid and phosphoric acid. 



(12) INTERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT) 



(19) World Intellectual Property Organization 

International Bureau 

(43) International Publication Date 
10 April 2003 (10.04.2003) 




111 



III 



PCT 



(10) International Publication Number 

WO 03/029163 A3 



(51) International Patent Classification 7 : C04B 40/00, 

28/02 //(C04B 28/02, 22:06, 22:14, 22:16, 24:04), 103/10 

(21) International Application Number: PCT/EP02/09528 

(22) International Filing Date: 26 August 2002 (26.08.2002) 

(25) Filing Language: English 

(26) Publication Language: English 

(30) Priority Data: 

0123364.2 28 September 2001 (28.09.2001) GB 

(71) Applicant (for all designated States except US): MBT 
HOLDING AG [CH/CH]; Vulkanstrasse 110, CH-8048 
Zurich (CH). 

(72) Inventor; and 

(75) Inventor/Applicant (for US only): ANGELSKAAR, 

Terje [NO/CH]; Honeretshof 6, Berg Dietikon, CH-8962 
Zurich (CH). 

(74) Agent: MCSTEA, John, Anthony; Vulkanstrasse 110, 
CH-8048 Zurich (CH). 



(81) Designated States (national): AE, AG, AL, AM, AT, AU, 
AZ, BA, BB, BG, BR, BY, BZ, CA, CH, CN, CO, CR, CU, 
CZ, DE, DK, DM, DZ, EC, EE, ES, FI, GB, GD, GE, GH, 
GM, HR, HU, ID, IL, IN, IS, JP, KE, KG, KP, KR, KZ, LC, 
LK, LR, LS, LT, LU, LV, MA, MD, MG, MK, MN, MW, 
MX, MZ, NO, NZ, OM, PH, PL, PT, RO, RU, SD, SE, SG, 
SI, SK, SL, TJ, TM, TN, TR, TT, TZ, UA, UG, US, UZ, 
VN, YU, ZA, ZM, ZW. 

(84) Designated States (regional): ARIPO patent (GH, GM, 
KE, LS, MW, MZ, SD, SL, SZ, TZ, UG, ZM, ZW), 
Eurasian patent (AM, AZ, BY, KG, KZ, MD, RU, TJ, TM), 
European patent (AT, BE, BG, CH, CY, CZ, DE, DK, EE, 
ES, FI, FR, GB, GR, IE, IT, LU, MC, NL, PT, SE, SK, 
TR), OAPI patent (BF, BJ, CF, CG, CI, CM, GA, GN, GQ, 
GW, ML, MR, NE, SN, TO, TG). 

Published: 

— with international search report 

(88) Date of publication of the international search report: 

4 September 2003 

For two-letter codes and other abbreviations, refer to the "Guid- 
ance Notes on Codes and Abbreviations" appearing at the begin- 
ning of each regular issue of the PCT Gazette. 



< 
\o 

i-H 
OS 
<N 

m (54) Title: ACCELERATOR COMPOSITION 

(57) Abstract: An alkali -free accelerator for use with spray-applied cementitious compositions such as concrete and mortar is the 
^ reaction product in aqueous medium of amorphous aluminium hydroxide, aluminium sulphate, formic acid and phosphoric acid. 
^ These accelerators performs as well as known alkali -free accelerators and are exceptionally stable, even in hot conditions. 



INTERACTION AL SEARCH REPORT 



lntematld,||tapp]ication No 

PCT/E'02/09528 



A. CLASSIRCATION OF SUBJECT MATTER 

IPC 7 C04B40/00 C04B28/02 //(C04B28/02, 22:06, 22:14, 22:16, 24:04), 
C04B103:10 

According to Intemalional Patent Classification (IPC) or to both national classification and IPC 



B. FIELDS SEARCHED 



Minimum documentation searched (classification system followed by classification symbols) 

IPC 7 C04B 



Documentation searched other than minimum documentation to the extent that such documents are included in the fields searched 



Electronic data base consulted during the international search (name of data base and, where practical, search terms used) 

EPO-Internal , PAJ, WPI Data 



C. DOCUMENTS CONSIDERED TO BE RELEVANT. 



Category 0 


Citation of document, with indication, where appropriate, of the relevant passages 


Relevant to claim No. 


Y 


WO 01 42165 A (HOFMANN THOMAS ;MBT HOLDING 
AG (CH)) 14 June 2001 (2001-06-14) 
cited in the application 
the whole document 


1-7,9 


Y 


W0 00 78688 A (HOFMANN THOMAS ;MBT HOLDING 
AG (CH)) 28 December 2000 (2000-12-28) 
page 2, line 1 -page 3, line 25 


1-7,9 


A 


W0 98 18740 A (LUNKENHEIMER RUDOLF 
;SEDELIES REINH0LD (DE); ALTMANN H0RST 
(DE); B) 7 May 1998 (1998-05-07) 
page 3, line 1-29 





□ 



Further documents are listed in the continuation of box C. 



Patent family members are listed in annex. 



° Special categories of cited documents : 

•A* document defining the general state of the art which is not 
considered to be of particular relevance 

•E' earlier document but published on or after the international 
filing date 

'L* document which may throw doubts on priority claim(s) or 
which is cited to establish the publication date of another 
citation or other special reason (as specified) 

'O' document referring to an oral disclosure, use, exhibition or 
other means 

'P' document published prior to the international filing date but 
later than the priority date claimed 



T later document published after the international filing date 
or priority date and not in conflict with the application but 
cited to understand the principle or theory underlying the 
invention 

'X' document of particular relevance; the claimed invention 
cannot be considered novel or cannot be considered to 
involve an inventive step when the document is taken alone 

•Y' document of particular relevance; the claimed invention 
cannot be considered to involve an inventive step when the 
document is combined with one or more other such docu- 
ments, such combination being obvious to a person skilled 
in the art. 

'&' document member of the same patent family 



Date of the actual completion of the international search 



23 Apri 1 2003 



Date of mailing of the International search report 



08/05/2003 



Name and mailing address of the ISA 

European Patent Office, P.B. 5818 Patent laan 2 
NL-2280HVRijswl]k 
Tel. (+31-70) 340-2040, Tx. 31 651 epo nl, 
Fax: (+31-70) 340-3016 



Authorized officer 



Gattinger, I 



INTER 

Inf. 



TIONAL SEARCH REPORT 

ion on patent family members 



Internatior^bpplicatlon No 

PCT/EP 02/09528 



Patent document 
cited in search report 



Publication 
date 



Patent family 
member(s) 



Publication 
date 



WO 0142165 



14-06-2001 



AU 2671901 A 

BR 0016261 A 

CN 1407954 T 

WO 0142165 A2 

EP 1237827 A2 

NO 20022662 A 

US 2002195026 Al 



18-06-2001 
20-08-2002 
02-04-2003 
14-06-2001 
11-09-2002 
08-08-2002 
26-12-2002 



W0 0078688 


A 


28- 


•12-2000 


wo 


0078688 Al 


28-12-2000 










EP 


1114004 Al 


11-07-2001 










jp 


2003502269 T 


21-01-2003 










NO 


20010774 A 


15-02-2001 


WO 9818740 


A 


07- 


-05-1 QQft 




Qft1ft7dfi Al 
yolo/HX) Mi 


u/-uo-iyyo 










AT 


196453 T 


15-10-2000 










CZ 


9901399 A3 


17-11-1999 










DE 


59605932 Dl 


26-10-2000 










DK 


946451 T3 


13-11-2000 










EP 


0946451 Al 


06-10-1999 










FI 


990920 A 


23-04-1999 










GR 


3035038 T3 


30-03-2001 










JP 


2001509124 T 


10-07-2001 










KR 


2000052720 A 


25-08-2000 










NO 


991769 A 


14-04-1999 










PL 


332831 Al 


11-10-1999 










SK 


51599 A3 


10-12-1999 










US 


6302954 Bl 


16-10-2001 



